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. Chemical composition of the carriers studied. stoichiometric; CH -C-doped; CO -oxygen defective) and stacking arrangement (r -rotated; nnormal) illustrated in Figure 13. b Positions s, u and w, as defined in Figure S14 . ESI-9 Figure S10 . (a) High-angle annular dark field scanning transmission electron microscopy image and elemental maps acquired by energy dispersive X-ray spectroscopy and (b) corresponding energy-dispersive X-ray spectra of Pd-MCN-BA-0.9 and Pd-MCN-TAP-0.9. The Pd signal is clearly distinguished in both cases. The Cu signal stems from the copper grid used to support the sample. The Si signal most likely comes from the silicon drift detector used for data acquisition.
ESI-10 ESI-12 Figure S13 . Lattice models of the stoichiometric and carbon-doped g-C 3 N 4 carriers. Two possible stacking arrangements were considered for the binding sites defined by the tri-s-triazine units, normal and rotated. In these models, chemical defects have been introduced into the surface layer, replacing N atoms for CH to represent the ideal incorporation of carbon, and CO and a nearby H to represent a possible oxygen-containing defect. Colour code: grey -C, blue -N, red -O and white -H.
ESI-13
Figure S14. Metal adsorption has been considered on the surface, s, at subsurface u or at the sub-subsurface, w, in the normal and rotated g-C 3 N 4 structures considered. Colour code: grey -C, blue -N and green -Pd. Figure S15 . Reaction rate (left column, in 10 3 mol 2-methyl-3-buten-2-ol mol Pd −1 h −1 ) and selectivity to 2-methyl-3-buten-2-ol (right column, in %) at different temperature and pressure over Pd-BCN-BA-0.9 and Pd-BBA. The contour plots were obtained through spline interpolation of 14 experimental points. Reaction conditions: W cat = 0.1 g, F L (2-methyl-3-butyn-2-ol + toluene) = 1 cm 3 min -1 and F G (H 2 ) = 36 cm 3 min -1 .
